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Abstract 
 
As high rate charge and discharge characteristics of energy storage devices become more important 
with the market of electric vehicles intensively growing, the kinetics of lithiation or delithiation of 
electrode materials for lithium ion batteries are required to be enhanced. Graphites, the most widely 
used anode materials, have a limited power density at high discharge rates while their alternatives 
such as silicon and transition metal oxides show even inferior rate capability.  
This work consist of two strategies. The first is edge-exfoliated graphite that was motivated from 
an idea of what if the edge opening of graphite was zipped more open to lithium ions in electrolyte. 
By edge-selective functionalization, the peripheral d-spacing of graphite (d0) was locally controlled. 
Larger values of d0 led to higher capacity especially at high discharge rates. Around two-fold 
enhancement of capacity or energy density was achieved at 50C discharge rate from 110 mAh g-1 to 
190 mAh g-1 by exfoliating graphite locally in its edge region. Also, the d0 dependency of delithiation 
kinetics confirmed that the electrochemical step of Li+ influx into or efflux out of interlayer space of 
graphite is possibly the rate determining step of lithiation or delithiation.  
The second strategy is diffusion length (L) controlled graphite. To prove the effects of length as 
the kinetics-controlling parameter, three different graphitic carbons were selected: Herring bone 
carbon nanotubes (HBCNT, L = 20 nm), small natural graphite (sNG, L = 8um) and natural graphite 
(NG, L = 20 um). Evident differences originating from the different dimension of L were obtained 
with the three model graphitized carbons, showing that the smaller crystallite dimension leads to the 
faster kinetics. The improvement of kinetics was more pronounced during charge or lithiation rather 
than during discharge or delithiation. More than 70 % of intrinsic capacity was charged at 5 C-rate 
with L = 20 nm while less than 20 % was charged at the same rate with L = 20 um.  
Therefore, we believe that nano-dimensionally optimized graphite is beyond conventional 
graphites in terms of kinetics, satisfying the requirements of lithium ion batteries for electric vehicles.  
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I. Introduction 
 
1.1. Lithium ion batteries 
 
Lithium ion batteries are light, compact and work with a voltage of the order of 4 V with a specific 
energy ranging between 100 Whkg
−1
 and 150 Whkg
−1
.
[1
 
2
 
3
 
4
 
5]
  In its most conventional structure, 
a lithium ion battery contains a graphite anode, a cathode formed by a lithium metal oxide and an 
electrolyte consisting of a solution of a lithium salt (e.g. LiPF6) in a mixed organic solvent (e.g. 
ethylene carbonate–dimethyl carbonate, EC–DMC) imbedded in a separator. Fig. 1.1 shows a typical 
lithium ion battery configuration. In most common cases these batteries are based on the C/LiPF6 in 
EC–DMC/LiCoO2.  
 
 
 
 
 
Figure 1.1. Scheme of a common lithium ion battery. 
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1.2. Anode materials for LIBs  
 
Intercalation-based anode materials such as graphites have been widely used for lithium ion batteries. 
[6
 
7
 
8
 
9
 
10
 
11
 
12]
 As the application target of lithium ion batteries moves from small mobile devices to 
electric vehicles, high power densities at fast charge/discharge rates have been more and more 
emphasized (Figure 1.2). Therefore, kinetics of lithiation and delithiation of graphites are required to 
be improved to satisfy the performance demands of electric vehicles in terms of power density. Novel 
emerging high capacity anode materials based on conversion
[13
 
14]
or alloying
[15
 
16]
   reactions (e.g., 
transition metal oxides or silicon) delivers even more sluggish kinetics. 
 
 
 
 
Figure 1.2. Power and energy density requirement of LIBs for xEVs and small mobile applications. 
Adapted with permission from ref.25. Copyright 2012, Adv. Energy Mater. Publishing Group. 
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1.2.1 Carbons as Insertion Electrode 
 
Metallic lithium is an excellent anode material that is used in primary batteries.[17 18]  However, in 
case of application to Li-ion rechargeable batteries, it has critical risk from lithium dendrites after 
charge/discharge process.[19 20 21] Lithium dendrites may cause an internal short circuit and lead to 
serious safety problems (eg. explosion, fire). Three different categories based on their energy storage 
mechanisms are possible alternatives for the anode of Li-ion rechargeable batteries. Each mechanism 
is intercalation reaction based, alloy reaction based and conversion reaction based process. The 
insertion of lithium into carbon, habitually named “intercalation”, proceeds according to Eqn. 1. 
 
 
discharge 
LixCn                     x Li
+ + x e- + Cn          (1) 
charge 
 
 
Due to electrochemical reduction (charge) of the carbon host, Li 
+
 from the electrolyte penetrate 
into the carbon and form a lithium/carbon intercalation compound, LixCn. The reaction is reversible. 
The quality of sites capable of lithium accommodation strongly depends on the crystallinity, the 
microstructure, and the micromorphology of the carbonaceous material.
[22
 
23
 
24
 
25
 
26
 
27]
  Thus, the kind 
of carbon determines the current/potential characteristics of the electrochemical intercalation reaction, 
and also the risk of solvent co-intercalation. 
Carbons that are capable of reversible lithium intercalation can roughly be classified as graphitic 
and non-graphitic (disordered). Graphitic carbons are carbonaceous materials with a layered structure 
but typically with a number of structural defects. From a crystallographic point of view the term of 
graphite is only applicable to carbons having a layered lattice structure with a perfect stacking order 
of graphene layers, either the prevalent AB (hexagonal graphite, Figure. 1.2.1) or the less common 
ABC (rhombohedral graphite). Due to the small transformation energy of AB into ABC stacking (and 
vice versa), perfectly stacked graphite crystals are not readily available. Therefore, the term “graphite” 
is often used regardless of stacking order. 
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Figure 1.2.1. The scheme of hexagonal graphite 
 
 
The actual structure of carbonaceous materials typically deviates more or less from the ideal 
graphite structure. Materials consisting of aggregates of graphite crystallites are named graphites as 
well. For instance, the terms natural graphite, artificial or synthetic graphite, and pyrolytic graphite
[28
 
29
 
30
 
31]
 are commonly used, although the materials are polycrystalline. 
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1.2.2. Lithium alloys as Insertion Electrode  
 
Some main-group elements (e.g . Si, Ge, Sn, Al, Bi, Zn, and Sb) can alloy with lithium at a low 
potential.[32 33]  The replacement of metallic lithium by lithium alloys has been under investigation 
since Dey[34] demonstrated the feasibility of electrochemical formation of lithium alloys in liquid 
organic elctrolytes in 1971. The reaction usually proceeds reversibly according to the general scheme 
shown in Eqn. 2. 
 
 
            discharge 
LixM                       x Li
+ + x e- + M            (2) 
charge 
 
 
The special merit of the alloy reaction based materials is the high theoretical capacity (eg . 4,200 
mAh g-1 for Si to Li4.4Si)
[35]. Their volumetric capacities also exceed that of graphite (1750 mAh cm-3 
for Si, 1000 mAh cm-3 for Sn versus 855 mAh cm-3 for graphite). However unfortunately, Cracking 
and eventual pulverization of the electrode and results in rapid capacity decrease induced by 
extremely volume expansion (up to 400 %) and contraction after discharge[36 37 38]. 
 
 
1.2.3. Transition-metal oxides as Insertion Electrode 
 
Poizot et al. reported for the first time that lithium can be stored reversibly in transition metal 
oxides through a heterogeneous conversion reaction
[39]
 : shown in Eqn. 3. 
 
 
discharge 
Li + TMO                        Li2O +TM            (3) 
charge 
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Where TM is transition metal (Co, Fe, Ni, and Cu). Later, reversible lithium storage was also 
observed in TM fluorides, sulfides, nitrides, and phosphides.
[40
 
41
 
42
 
43
 
44
 
45
 
46]
 It is very interesting in 
viewpoint of fundamental research that very inert LiF or Li2O can react with a TM at room 
temperature. The capacities of the conversion reaction based anode materials is 350 mAh g
-1
 for Cu2S, 
1,800 mAh g
-1
 for MnP4 at theoretical values. When compare with theoretical capacity of graphite 
(372 mAh g
-1
), the occupation of conversion reaction based materials is practicable in LIBs field. 
However, as for TM compounds that undergo a conversion reaction, most of the materials suffer from 
a high overpotential (voltage difference between the working voltage and thermodynamic equilibrium 
voltage) for both lithium insertion and extraction (about 1 V).
[47]
 Another demerit is efficiencies of 
discharge to charge are not as good as that of graphite.   
 
  
7 
 
 
1.3. Control of nano-dimensions of graphite  
 
Lithiation process of graphite consists of four steps: (C1) introduction of Li
+
 into a solid-electrolyte 
interface (SEI) layer after desolvation; (D2) diffusion of Li
+
 through the SEI layer; (E3) intercalation 
of Li
+
 from the SEI layer through the entrance as a gate at the edge site of graphite into the interlayer 
space between graphene layers and (D4) Li
+
 diffusion along the inter-space.
[48
 
49]
 
 
 
 
Figure 1.3. Lithiation process of graphite consists of four steps  
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1.3.1. Locally edge exfoliated graphite  
 
A simple hypothesis relating crystallographic parameters of graphite to kinetics of lithiation or 
de-lithiation would be followed: the interlayer spacing distance at the entrance (d0) is responsible for 
the step E3 while the size of crystallites (L) and the interlayer spacing distance at non-peripheral 
portion of graphite (d1) affect the kinetics of the step D4. The hypothetical relationship of the first 
crystallographic parameter d0 with lithiation kinetics is proven in this work. In terms of the parameter 
d1 (not d0), there have been several reports showing that the larger value of d1 leads to faster kinetics 
of lithiation. Potassium-intercalated graphites (KC8) showed better performances at high rate 
discharges with d1 = 0.341 nm (cf. 0.336 nm for bare graphite)
[50]
. Chemical treatment of graphite 
with H2SO4-H2O2 enlarged the value of d1 from 0.3358 nm to 0.3370 nm, leading to enhanced 
cyclability at 0.2C with higher capacity
[51
 
52]
. However, there were no studies on the effect of 
localized enlargement of the interlayer spacing especially at edges on lithiation kinetics. One of the 
reasons for absence of related researches would be the lack of methods controlling the interlayer 
distance only at the entrance of interlayer space.  
As an alternative approach of graphite-to-graphene exfoliation, edge-selective functionalization 
of graphite has been reported in a series of papers recently.
[53
 
54
 
55
 
56
 
57]
  Substituted benzoyl groups 
were attached to the sp
2
 C-H most likely present at the edges of graphite via direct Friedel–Crafts 
acylation. The edge-functionalized groups worked as a molecular wedge exfoliating graphite. Unlike 
conventional Hummer’s method[58 59 60] to oxidize graphite by acid, there were no serious defect 
development to disturb crystallinity and electron continuum at graphitic basal plane. The edge-
selective functionalization was implemented in this work not for expanding the interlayer space of 
graphites in an extreme degree leading to graphene but for increasing the interlayer spacing locally 
only around the periphery of layers controlling d0 of graphite. 
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1.3.2. Diffusion length controlled graphite 
 
The hypothetic inclination of the effect that is reducing the Li+ diffusion length to nanometer size 
is proven in this strategy. The size of crystallites will be affect to the step D4 (that is) Li+ diffusion 
along the space between graphene layers.  
In case of nano-dimension, many reported papers show the fast lithiation or delithiaton[61 62 63]. 
But galvanostatic charge/discharge results were not intercalation/de-intercalation but Li+ absorption 
reaction onto the graphene surface or on the edge plane[64]. And, its property bring out excessively low 
energy density. This study related with L control concentrated intercalation reaction of nano-
dimension graphite that has appropriate energy density and rate capability at high C-rate for lithium 
ion batteries suitable with electric vehicle. 
 
1.3.3. Scope of this work 
 
This work consists of two strategies. The first is edge-exfoliated graphite that was motivated 
from an idea of what if the edge opening of graphite was zipped more open to lithium ions in 
electrolyte. By edge-selective functionalization, the peripheral d-spacing of graphite (d0) was locally 
controlled. Larger values of d0 led to higher capacity especially at high discharge rates. Around two-
fold enhancement of capacity or energy density was achieved at 50C discharge rate from 110 mAh g-1 
to 190 mAh g-1 by exfoliating graphite locally in its edge region. Also, the d0 dependency of 
delithiation kinetics confirmed that the electrochemical step of Li+ influx into or efflux out of 
interlayer space of graphite is possibly the rate determining step of lithiation or delithiation. 
The second strategy is diffusion length (L) controlled graphite. To prove the effects of length as 
the kinetics-controlling parameter, three different graphitic carbons were selected: Herring bone 
carbon nanotubes (HBCNT, L = 20 nm), small natural graphite (sNG, L = 8um) and natural graphite 
(NG, L = 20 um). Evident differences originating from the different dimension of L were obtained 
with the three model graphitized carbons, showing that the smaller crystallite dimension leads to the 
faster kinetics. The improvement of kinetics was more pronounced during charge or lithiation rather 
than during discharge or delithiation. More than 70 % of intrinsic capacity was charged at 5 C-rate 
with L = 20 nm while less than 20 % was charged at the same rate with L = 20 um. 
Therefore, we believe that nano-dimensionally optimized graphite is beyond conventional 
graphites in terms of kinetics, satisfying the requirements of lithium ion batteries for electric vehicles. 
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II. Experimental 
 
2.1. Control of peripheral d-spacing by local exfoliation of graphite 
 
2.1.1. Edge-selective functionalization of graphites 
 
Natural graphites (NG; Mitsubishi Chemical, average particle size = ~ 20 um) were edge-
selectively functionalized with two different moieties, based on direct Friedel–Crafts acylation 
reactions between graphite and the moieties. The modified graphites were named FBzCO-NG and 
HPEK-NG after the corresponding functional groups (FBzCO = fluorobenzoyl and HPEK = 
hyperbranched poly(ether ketone) group). 4-Fluorobenzoic acid and 5-Phenoxyisophthalic acid were 
used as a precursor for the corresponding functional groups of FBzCO-NG and HPEK-NG, 
respectively. NG and the functional precursor were mixed in presence of phosphorus pentoxide (P2O5) 
and Poly (phosphoric acid) (PPA) under dried nitrogen at 100 oC for 3 h and then heated to 130 oC for 
72 h. The composition of the mixture (NG : precursor : P2O5 : PAA) was 1 g : 4 g : 20 g : 10 g for 
FBzCO-NG or 2 g : 1 g : 16 g : 60 g for HPEK-NG. The resultant homogeneous mixtures were 
transferred into distilled water. The solid products were collected by suction filtration, washed with 
water, soxhlet extracted with water for 3 days and with methanol for 3 days and freeze-dried for 48 h. 
Two different functional groups were introduced selectively at the edges of natural graphite (NG) 
to control the dimension of d0 as the primary kinetics-controlling parameter: fluorobenzoyl group 
(FBzCO-) and hyperbranched poly(ether ketone) group (HPEK-) as a molecular and a 
macromolecular wedge respectively. The functionalization was evidenced by identifying the chemical 
constituents of the functional groups with TOF-SIMS (time of flight secondary ion mass spectroscopy) 
and XPS (X-ray photoemission spectroscopy) (Figure 2.1.1) : benzoyl-related fragments 
(fluorobenzene for FBzCO-NG and oxybenzene for HPEK-NG) and carbonyl groups were detected.  
 
 
 
11 
 
 
 
Figure 2.1.1. TOF-SIMS (a and b) and C1s XPS spectra (c to e) of FBzCO-NG (blue) versus NG 
(black) and HPEK-NG (red). The peaks responsible for 
96
fluorobenzene and 
93
oxybenzene are 
indicated in (a) and (b), respectively. C1s peaks in (c to e) were fitted with five characteristic peaks 
assigned to C-C at  283.95 eV, C-H at 284.14 eV (FBzCO-NG) or 284.46 (NG), C=O at 286 eV and 
COOR and CO3
2-
 at  higher binding energies.  
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2.1.2. Electrochemical analysis 
 
 NG, FBzCO-NG and HPEK-NG were tested as an anodic material of lithium ion rechargeable 
batteries by using galvanostatic charge/discharge. Coin cells (2016R) were assembled with lithium 
foil as a counter electrode with 1.15 M LiPF6 in 3:7 v/v ethylene carbonate/dimethyl carbonate 
(EC/DMC) as electrolyte. Microporous polyethylene film (Tonen, 20 um thick) was used as a 
separator. A mixture coated on copper foil was used for anode. It consists of the graphites as an active 
material, polyvinylidene fluoride (PVdF; KF1100) as a binder and carbon black (TIMCAL Super P) 
as a conduction enhancer at a weight ratio of 87:10:3. A slurry of the mixture in N-methyl 
pyrrolidinone (NMP) solvent was coated onto 16 um-thick copper foil, dried at 110 
o
C for 2 h and 
roll-pressed. Areal loading density of active material and thickness of the electrode mixture were 
fixed at 3 mg cm
-2
 and 40 um for all samples. Coin cells were assembled in an argon-filled glove box 
with less than 1 ppm of oxygen and water. Impedances of half cells were measured at three different 
biased potentials: 1.5 V (fully delithiated), 0.2 V (partly lithiated) and 0 V (fully lithiated). Sinusoidal 
signals at 100 kHz to 0.5 Hz were used with 10 mV sinus amplitude. Each measurement was 
equilibrated at the corresponding biased potential for 5 min before ac stimuli were applied. 
 
 
2.1.3. Compositional and crystallographic analysis  
 
Chemical functional groups edge-selectively attached to graphites were identified by a time-of-
flight  secondary ion mass spectrometry (TOFSIMS; ION TOF, TOF SIMS 5) and a X-ray 
photoelectron spectroscopy (XPS). The TOF-SIMS measurements were performed at negative 
secondary ion mode with a pulsed Bi1+ cluster ion source (25 kV, 1.02 pA) as a primary beam. K-
alpha spectrometer (Thermo Fisher) was used for the XPS measurements with a focused 
monochromatized Al Kα radiation (hν = 1486.6eV). X-ray diffraction Profiles (Rigaku D/MAZX 
2500V/PC X-ray diffractometer with Cu Kα radiation (mean wavelength = 0.15418 nm)) were 
analyzed by a software (MDI Jade), which were corrected to remove instrumental broadening by 
using the instrumental FWHM calibration curve of an external standard (NIST 660b Si). 
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2.2. Control of diffusion length 
 
2.2.1. The standard of selecting models 
 
Herring bone carbon nanotubes (HBCNT, average diffusion length L = 20 nm), small natural 
graphite (sNG, average diffusion length L = 8um) and natural graphite (NG, average diffusion length 
L = 20 um) were selected to prove the effects of graphene length as the kinetics-controlling parameter.  
The standard of choosing each graphitic carbon materials is volumetric capacity and different 
length of graphene layers. Their main characteristics are summarized in Table 2.2.1. In terms of 
diffusion length (D4 step in Figure 1.3), each materials (HBCNT , sNG, NG) has different arrange 20 
nm to 20 um. With the purpose of excluding effect from volumetric capacity[65 66] (arising from 
densities) distinction, sNG (has a similar Brunauer-Emmett-Teller (BET) surface area with HBCNT;  
sNG  = 17 m2g-1, HBCNT = 25 m2g-1 ) is selected.  
 
 
Table 2.2.1 
Diffusion length size, surface area of various graphitic carbons.  
Name Diffusion length size (um) BET surface area (m2g-1) 
Natural graphite 20 2.817 
Small natural graphite 8 17 
Herring bone carbon nanotube 0.02 25 (average) 
 
 
2.2.2. Morphology study 
 
Figure 2.2.2 shows scanning electron microscope (SEM) image of graphitic carbon materials 
with different particle shape. Figure 2.2.2 (a) natural graphite shows spheroid morphology that is 
much dense than others. Figure 2.2.2 (b) small natural graphite display less dense flake morphology 
than natural graphite. Figure 2.2.2 (c) herring bone carbon nanotube shows end-open nanotube like 
morphology and the thickness of graphene wall is 20 nm.  
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Figure.2.2.2 Scanning electron microscope (SEM) images and scheme. (a) Natural graphite  (b) Small 
natural graphite (c) Herring bone carbon nanotubes 
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2.2.3. Electrode composition 
 
Two types of electrode composition are determined. When abbreviation of active material, binder 
and carbon black is A,B and C, compositions are divided to A:B:C = 3:3:3, A:B:C = 7:2:1. The 
purpose why A:B:C = 3:3:3 was decided for electrode composition is minute observation among NG, 
SNG and HBCNT sample. Generally, the charge ability of natural graphite is a weak point for anode 
materials of commercial LIBs. The main reason is low voltage range of lithiation step and I-R drop 
that is induced by poor conductivity of graphite. 
 
2.2.4. The steps of assembly half cell 
 
NG, sNG and HBCNT were tested as an anodic material of lithium ion rechargeable batteries by 
using galvanostatic charge/discharge. Coin cells (2032) were assembled with lithium foil as a counter 
electrode with 1 M LiPF6 in 5:5 v/v ethylene carbonate/dimethyl carbonate (EC/DMC) as electrolyte. 
Microporous polyethylene film (Asahi, 16 um thick) was used as a separator. A blend coated on 
copper foil was used for the anode. The copper foil was cleaned with ethanol and adhered to a sheet of 
flat glass. When the slurry finished mixing, a small “tooth-shaped” puddle was formed at the top of 
the foil and a “doctor blade” was used to spread the slurry evenly across the foil.  
Figure 2.2.4.1 shows the electrode assembly process in four steps. The foil is pressed flat against 
the glass sheet that had been slightly wetted with ethanol. The tooth-shaped puddle was the most 
effective at producing spreads with large areas of uniform thickness and thus enabled a higher number 
of relatively uniform electrode disks for coin cells than circular or square shaped puddles.[67] 
After spreading, a sheet of printer paper was slid along the surface of the glass underneath the foil and 
the electrodes were taped to the paper and placed inside convection oven.  
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Figure 2.2.4.1 Sequential view of the spreading process. (a,b) Copper foil flattened against glass with ethanol. 
Tooth-shaped puddle of electrode material. (c) Wet electrode spread by using “Doctor blade” (d) Dry electrode 
after each drying condition process.  
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In case of 3:3:3 electrode composition (weight ratio), It consists of the graphites as an active material, 
Polyacrylic acid (PAA), carboxymethyl cellulose salt binder (CMC) as a binder (PAA : CMC = 1:1 ; 
weight ratio), and carbon black (TIMCAL Super P) as a conduction enhancer. A slurry of the mixture 
in distilled water was coated onto 18 um thick copper foil, dried at 80oC for 10 h. 
7:2:1 electrode composition (weight ratio) consists of the graphites as an active material, 
polyvinylidene fluoride (PVdF; Solep 5130) as a binder, and carbon black (TIMCAL Super P) as a 
conduction enhancer. A slurry of the blend in N-methyl pyrrolidinone (NMP) solvent was coated onto 
18 um thick copper foil, dried at 110 oC for 2 h. : NMP is toxic and should not be breathed) from 
evaporating NMP. 2 h was determined to be an adequate amount of time for the electrodes to dry in a 
120 oC oven before processing. However, to remove trace water, electrode disks are dried overnight in 
a vacuum oven before cell assembly.  
Two types of slurry mixing sequences were performed.[68 69] For method 1 (Figure 2.2.4.2), the 
active material and the conductive agent were pre-mixed under a dry atmosphere. The binder solution 
was then added and the stirring speed increased to 1500 rpm. Liquid solvent was added, and the 
viscosity monitored. In method 2, conductive agent was pre-dispersed in binder solution. Next step is 
adding active materials and the stirring speed increased to 1500 rpm.  
Method 2 is more suitable for HBCNT(nanotube structure). As shown figure 2.2.4.3 SEM image, 
carbon black (small sphere structure, conductive enhancer) is evenly distributed. It is counterevidence 
that pre-dry mix of nanotube like active materials with conductive enhancer form aggregation of 
carbon black own.    
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Fig. 2.2.4.2 Two methods of preparing slurry mixtures. 
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Figure 2.2.4.3 SEM images (a) Method 1 : pre-dry mix active material with carbon black (b) Method 
2 : pre-dispersion carbon black in binder solution. 
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III. Result & Analysis  
 
3.1. Control of peripheral d-spacing by local exfoliation of graphite 
 
3.1.1. Micro-strain and broadness 
 
The main source of specimen broadening is strain except the crystallite size, or more correctly 
inhomogeneous strain. As illustrated in Figure 3.1.1.a, if the crystallite is strained then the d-spacing 
is changed ; a bending stress would make the d-spacing smaller and larger. Rather than a single d-
spacing, the crystallographic plane has a distribution of d-spaces.[70 71 72 73] Figure 3.1.1.b describes 
such strain as homogeneous meaning that all crystallites were strained by the same degree. However 
if the strain is inhomogeneous then different crystallites will be strained by different amounts and the 
2theta degree of shifts will be variable. For example, the direction of anisotropic peak broadening is 
represented by on factor where the broadening is the largest. The degree of isotropic and anisotropic 
broadening of graphites is evaluated in this XRD analysis.  
 The summation of profile in Figure 3.1.1.b is simulation curve from Voigt function. It is de-
convoluted with Lorentz & Gaussian function. Each segregated peaks indicate each averaging phase 
and the peak that has highest intensity in the middle position signify the most widely distributed d-
spacing.  
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Figure 3.1.1. (a) Schematic homogeneous strain from bending stress. (b) Specific XRD peaks and 
summation of profile. 
 
(a) 
(b) 
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3.1.2. Edge-exfoliated graphite 
 
In the edge-selectively functionalized NGs (FBzCO-NG and HPEK-NG), the boundary of 
graphene planes was reported to be exfoliated so that the d0 dimension increases locally around edge 
region (d0 > dNG) (Figure 3.1.2.1.a). Simultaneously, the stress developed by enlarged d0 is released in 
a way to reduce the inter-spacing dimension of the region far from the boundary (d1 < dNG). The 
structural change caused by the edge-selective functionalization was confirmed by X-ray diffraction 
patterns (Figure 3.1.2.1.b). With FBzCO-NG wedged by the small molecule and HPEK-NG wedged 
by the polymeric molecule, the average value of d002 decreased from 0.3368 nm to 0.3361 nm and 
0.3360 nm respectively after functionalization (calculated from 2θ of (002) peaks by Bragg’s equation, 
the upmost graph in Figure 3.1.2.1.c). Simultaneously, the size of crystallite domain (L) decreased 
from 28.01 nm to 24.76 nm and 23.06 nm (by averaging the values calculated from 2θ of (002) and 
(004) peaks by Scherrer’s equation[74]). The functionalization-induced changes could be interpreted as 
development of d-spacing distribution. If the distribution were grouped into three categories, d002 
would result from balancing or averaging the changes of d0 for edge or entrance, d1 far from periphery 
and d01 transient between them.  
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Figure 3.1.2.1. (a) Schematics of layered structures in peripheral region of bare and edge-selectively 
functionalized natural graphites. (b) XRD patterns. The (002) peaks were compared in the inset at the 
same peak intensity. (c) d-spacing (d002) calculated from 2θ of (002) peaks and three representative d-
spacing’s (d0, d01 and d1) deconvoluted from d002. d0 is considered as the d-spacing of peripheral 
region of graphites. 
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Even if the effects of microstrains caused by non-uniform lattice distortion on peak broadening 
are negligible with no significant development of strain estimated by Williamson-Hall equation[75], the 
skewness of asymmetric peaks of XRD (γ = E[((X-μ)/σ)3]) is another evidence to support the local 
exfoliation induced by edge-selective functionalization (the inset of Figure 3.1.2.1.b): γ from -2.15 for 
NG or -1.95 for HPEK-NG to -3.10 for FBzCO-NG (negative for a distribution skewed to the left or 
left-tailed). Easily inferred is a proportional relationship between the skewness and degree of 
heterogeneity due to dimensional distribution of the interlayer spacing. The asymmetry of 
crystallographic peaks is observed in detrital graphites of metamorphic rocks consisting of 
carbonaceous materials with different stages of conversion to graphite or different crystallinity. The 
asymmetric peaks can be resolved into multiple symmetric peaks representing their corresponding 
crystallography. With a simplified assumption that the functionalized graphites consist of three 
distinguished crystallite phases, the asymmetric peaks were analyzed by d0, d01 and d1-representing 
phases (d0, d01 and d1-phases) in the intensity versus diffraction coordinate (s = 2 cos θp · (θ - θp) / λ) 
domain (Figure 3.1.2.2). The volume fraction of each phase (x0, x01 or x1 with x0 + x01 + x1 =1) was 
obtained from the fractional integral intensities of the corresponding sub-profiles relative to the 
overall profile. 
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Figure 3.1.2.2. Deconvolution of asymmetric (002) peaks of XRD for FbzCO-NG (a), NG (b), HPEK-
NG (c).  
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The NG at d002 = 0.3368 nm was resolved into the main phase of 58 % fraction at the same value 
of spacing (d01 = 0.3368 nm) with shorter and longer d-spacing phases at d0 = 0.3390 nm and d1 = 
0.3361 nm in ~20 % fraction each (the third graph in Figure 3.2.1.1.c). Even if the macromolecular 
wedge (HPEK-) was expected more effective in terms of local exfoliation than the small-molecular 
wedge (FBzCO-), the extent of local exfoliation of FBzCO-NG was estimated larger than that of 
HPEK-NG. By edge-tethering NG with FBzCO-, the value of d0 increased slightly with 0.0002 nm 
difference while the center phase was represented by the largely increasing d01 with 0.0011 nm 
difference (the second graph in Figure 3.2.1.1.c).  
The portion occupied by the inflated phases (d0 and d01-phases) was ~40.5 %. The rest of 
constituent phases were characterized by a slightly compressed phase at d1 = 0.3359 (negative 0.0002 
difference from d1 of NG). The dominant phase in 59.5 % is responsible for the decrease in d002. On 
the other hand, HPEK-NG showed d-spacing decrease in all phases, compared with NG and FBzCO-
NG. The dominant phase of HPEK-NG was located at d01 = 0.3360 nm in more than 56 %, which is 
the smaller value than the smallest dimension d1 of NG. The reason for the compressed behavior can 
be found from its calcined control sample. Even after calcining at 900 
o
C for 2 hours in an inert 
atmosphere to remove the functional group HPEK-, the macromolecular-wedged NG had no change 
in d002. On the contrary to HPEK-NG, FBzCO-NG showed a reversible recovery to the original d-
spacing values of NG after removing the edge-tethered moiety (FBzCO-). A possible postulation is 
that an immoderate exfoliation concentrated on the very-near edge region forces narrowing the gap 
between non-edge graphitic plates severely and irreversibly (Figure 3.2.1.1.a). The d0 phase of HPEK-
NG would include not only the dimensional increase of extremely localized edge gap (d0,out) but also 
the decrease in near-edge gap (d0,in): d0,out > d0 > d0,in. The value of d0,out of HPEK-NG is expected 
larger than d0 of FBzCO-NG, which is supported by electrochemical impedance spectra (below). As a 
summary, the extent of local exfoliation or more simply the value of d0 follows the descending order 
of FBzCO-NG > NG > HPEK-NG. 
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3.1.3. Electrochemical performance 
 
The main point of this work is to reveal the d0 effects on lithiation / delithiation. With the 
dimensional information about d0, therefore, the bare and edge-specifically exfoliated graphites were 
galvanostatically lithiated and then delithiated in a coin cell configuration with lithium metal (Figure 
3.1.3) to prove the hypothesis that the d0 value of graphite is a determining factor to govern kinetics of 
lithiation/delithiation at least in the step of Li
+
 transport between the interlayer space and the SEI layer. 
At low rates of discharge (e. g. 0.1C-rate or the current at which cells are fully discharged for 10 
hours), there was no significant difference of capacity between the bare (NG) and edge-specifically 
exfoliated graphites (FBzCO-NG and HPEK-NG), delivering around the theoretical capacity (372 
mAh g
-1
).  
The d0 effects were exhibited more and more distinguishably as the discharge rates increased. By 
relieving the resistance related to the E3 step of delithiation, FBzCO-NG (d0 = 0.3392 nm) showed 
significantly enhanced rate capability especially at high rates, compared with NG: 110 mAh g
-1
 for 
NG (d0 = 0.3390 nm) to 190 mAh g
-1
 for FBzCO-NG at 50C. However, HPEK-NG (d0 = 0.3386 nm) 
showed inferior rate capability at the same rates such as 50 mAh g
-1
 at 50C. When considering that the 
d0-phase of HPEK-NG consists of the extremely exfoliated subphase at edge region and the relatively 
compressed subphase at near-edge region, it is difficult to explain the slow kinetics of HPEK-NG only 
in terms of d0. Due to small values of d01 and d1 causing resistance at the D4 step, the inferior rate 
capability of HPEK-NG can be at least partly explained. 
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Figure 3.1.3. (a to c) Potential profiles of delithiation of FBzCO-NG versus NG and HPEK-NG at 
selected discharge rates. Half cells charged at 0.1C were tested with 1.15 M LiPF6 in EC/DMC (3:7). 
(d) C-rate dependency of discharge capacity representing rate capability. 
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3.1.4. Electrochemical Impedance spectra 
 
Electrochemical impedance spectra explain the kinetic improvement or deterioration by local 
exfoliation in a more detailed manner (Figure 3.1.4). Impedances of half cells experiencing 50 cycles 
of charge and discharge were measured at three different biased potentials: 1.5 V (fully delithiated), 
0.2 V (partly lithiated) and 0 V (fully lithiated). Highly overlapped and depressed semi-circles were 
observed so that resistances could not be clearly distinguished between C1 and E3 steps mentioned 
above. The different trends of impedance change were observed with FBzCO-NG and HPEK-NG 
versus NG, respectively. The E3 step where the d0 effect is dominant should be focused in the 
comparison between FBzCO-NG and NG while the D4 step in which the d01 or d1 effect is dominant 
is emphasized in the comparison between HPEK-NG and NG.  
For FBzCO-NG and NG, lower resistances were estimated with graphites of larger d0 over the 
whole potential range: e.g., FBzCO-NG (57.25 ohm) < NG (117.8 ohm) at 1.5 V in terms of 
resistance at the fully delithiated states. Degree of lithiation (equivalent to state of charge, SOC) 
depending on biased potential also decided the impedance of identical graphite. As degree of lithiation 
goes up, the value of resistance (Rtot) as well as its difference between samples (ΔRtot) decreased: Rtot0 
= 106 ohm at SOC = 0 (at 1.5 V) to Rtot1 = 26.9 ohm at SOC = 1 or 100 % (at 0.0 V) with the bare NG; 
ΔRtot0 = 50 ohm and ΔRtot1 = 0.8 ohm between the bare and FBzCO-NG. The SOC or potential 
dependency of impedance can be understood when considering that the interlayer spacing would be 
enlarged on lithiation with d1 approaching d0 (d002 = 0.3706 nm for LiC6) while the difference between 
d0 and d1 would be emphasized with more delithiated graphites (Figure 3.1.4.d). Therefore, the strong 
dependency of Rtot on d0 becomes weaker as the degree of lithiation grows higher.  
The d0-dependency of resistance can be easily expected from the following simple equation: Rtot 
= RCT + Rothers = A d0
-1
 + B where R = resistance, subscript tot = total, subscript CT = charge transfer, 
subscript others = resistance-related processes including C1, A and B = constant. On the assumption 
that the relationship works with our d0-varied graphites (Figure 3.1.4.d) at least in the range of d0 
variation of interest in this work, the regression lines of three different potentials converged on a 
single intersection point at d0 = 0.3393 nm. At the values of d0 larger than that of the intersection point, 
the resistances of +1.5 V and +0.2 V expected from the regression would be meaningless. Beyond the 
critical d0 value, the resistances are expected at the same value independent of applied potentials or at 
least resistances obtained at +1.5 V and +0.2 V would not be smaller than that of +0.0 V.  
However, the potential dependency of resistance of HPEK-NG is reversed (red triangles at 1/d0 = 
2.9534 in Figure 3.1.4.d). As lithiation proceeds from 1.5 V to 0.0 V, the Rtot increased. The 
extremely exfoliated opening of edges is responsible for the resistance significantly lower than that of 
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FBzCO-NG and NG at fully delithiated state at 1.5 V (Rtot = 28 ohm for HPEK-NG versus 56 ohm for 
FBzCO-NG and 106 ohm for NG). After the initial Li
+
 insertion through the large opening, the 
additional lithiation feels high resistance due to the significantly reduced interlayer spacing with the 
rate determining step moving from E3 to D4. The resistance (that was much lower than that of 
FBzCO-NG and NG at 1.5 V) increases to the value higher than that of other graphites at 0.0 V: 65 
ohm for HPEK-NG versus ~28 ohm for others. 
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Figure 3.1.4. Electrochemical impedance spectra of FBzCO-NG (blue, circle), NG (black, square) 
and HPEK-NG (red, triangle) at three different biased potentials: (a) 1.5 V (fully delithiated), (b) 0.2 
V (partially lithiated) and (c) 0.0 V (fully lithiated). (d) d0-dependency of resistance (RCT) at three 
different potentials. The same electrolyte as indicated in Figure 3.1.3 was used. 
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3.1.5. Addition evidence 
 
Even if we tried to isolate the effect of d0 on electrochemical performances by keeping other 
characteristics constant, there would be still other variables that have high possibilities to affect 
lithiation/delithiation processes. The simultaneous dimensional changes of d01 and d1 in addition to the 
d0 change were not negligible. However, this fact does not object our conclusion because the better 
kinetics was obtained with larger d0 in spite of the decrease of d002. The chemical composition of 
graphite surface should be considered as the main difference between bare and modified graphites. 
There were no significant differences of impedance between them at the initial open circuit potential 
just after cells were assembled (Figure 3.1.5.1). During the first lithiation or charging process during 
which cell potential is shifted from an open circuit potential (practically more positive than 1.2 V 
versus Li/Li
+
) to around 0 V versus Li/Li
+
, various organic molecules existing in electrolyte are 
strongly reduced to form a characteristic layer called solid-electrolyte interface (SEI) layer. The main 
reduction process practically known to be related to ethylene carbonate (EC) reduction (1.15M LiPF6 
in 3:7 EC/DMC used as an electrolyte for all experiments, where DMC = dimethyl carbonate) was 
found with all graphites between 0.5 V and 0.6 V without any other peaks in curves of dQ/dV versus 
V (where Q = capacity and V =  potential).Figure 3.1.5.2.  
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Figure 3.1.5.1 Impedance between NG and FBzCO-NG at the initial open circuit potential just after 
cells were assembled.   
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Figure 3.1.5.2 Potential dependency of dQ/dV of half cells including FBzCO-NG (blue) and NG 
(black) during the first lithiation process. Electrolyte = 1.15M LiPF6 in EC/DMC (3:7). The peaks are 
related to the formation of solid-electrolyte interface layer caused by reductive electrolyte 
decomposition on surface of graphite anodes. 
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The coulombic efficiency of discharge to charge at the first cycle was ~93 % for bare and edge-
tethered graphites, indicating the same amount of SEI layer is formed independent of the surface 
functional groups. The negative effects of large size macromolecular wedge of HPEK-NG (e.g., steric 
hindrance) do not need to be considered because HPEK-removed HPEK-NG by calcination (the 
removal of HPEK was confirmed by TOF-SIMS and XPS) showed the same electrochemical 
characteristics with the same dimension of d002 (Figure 3.1.5.3 and Figure 3.1.5.4). 
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Figure 3.1.5.3. TOF-SIMS result (a to c) and C1s XPS spectra (d and e) of calcined FBzCO-NG and 
HPEK-NG. 
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Figure 3.1.5.4. (a and b) Potential profiles of delithiation of HPEK-NG’s before (a) and after (b) 
calcination. (c) Capacity comparison between HPEK-NG’s before and after calcination.   
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In this work, we proved a feasible hypothesis that enlarged interlayer spacing specifically at edge 
(d0) of graphites leads to facile kinetics of lithiation or delithiation. Without alternatives to graphites 
or carbons (e.g. conversion or alloying reaction-based materials such as metal oxides and silicon), we 
believe that nano-dimensionally optimized graphite can be beyond conventional anodes of lithium ion 
batteries in terms of kinetics, satisfying the requirements of lithium ion batteries for electric vehicles. 
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3.1.6. Failure mechanisms of FBzCO-NG in PC electrolyte 
 
Another applicative approach of edge-functionalization is direct effects with propylene carbonate 
(PC) - based electrolytes. PC is advisable electrolyte for large temperature window of LIBs operation, 
because of its high conductivity and low melting point (-54.5 
o
C). In most graphitic anode materials, 
intercalation of Li
+
 is not appeared. One of the causes of this phenomenon is exfoliation of graphite. 
Two mechanisms have been proposed in the literature explaining the reason and mechanism of 
exfoliation of graphite. The first model was given by Besenhard et al. 
[76]
. The authors say that solvent 
molecules co-intercalate along with Li+ between the graphene layers of graphite. Then the secondary 
reactions of graphite intercalated compounds distort the ordered structure of the graphite. The second 
reason by Aurbach 
[77]
 asserts that solvent co-intercalation is only limited to ether electrolytes, PC- 
based electrolytes rather reduce on the crevices on the edge planes to release gaseous propylene. The 
pressure of the gas cracks the particles and exposes fresh surface area for further reactions. But both 
the authors conclude by suggesting the usage of SEI film forming additives like CO2, N2O, Sx
2-
 
[78]
, 
and vinylene carbonate
[79
 
80
 
81
 
82
 
83
 
84]
 (VC) to avert exfoliation.  
The SEI layer is electronically insulating and ionically conductive so that additional side-
reactions are restricted in the following charge/discharge cycles. Cell performances such as rate 
capability, cyclability and safety are highly dependent on quality of the SEI layer.
[85
 
86
 
87]
 To forestall 
decomposition of the propylene carbonate, additives such as vinylene carbonate (VC) have been used 
in electrolyte. Different from the electrolyte-side solution, we propose an electrode-side solution for 
enhancing the SEI layer in this approach. A functional group was tethered to edges of natural graphite, 
which affected cell performances. However, it was not appear that is expected particular effect to PC 
electrolyte. (Figure 3.1.6).  
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Figure 3.1.6. (Top) The scheme of exfoliation mechanism from PC co-intercalation into graphite. (bottom) 
Electrochemical intercalation/de-intercalation of lithium into/from FBzCO-natural graphite in 1.15M LiPF6, 
EC/DMC 3/7 (w/w) and 1.15M LiPF6, PC/DMC 3/7 (w/w) ; red and black line for EC based electrolyte, blue 
line for PC based electrolyte.  
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3.2. Control of diffusion length  
 
3.2.1. Diverse graphitic property of HBCNT  
 
Transmission electron microscopy (TEM) and x-ray diffraction pattern analysis (XRD) was 
performed to confirm the diverse graphitic property of HBCNT, sNG and NG. To compare close 
graphitic structure of HBCNT, choose a multi-wall carbon nanotube (MWCNT)[88 64 89 90] for 
comparative materials. In Figure 3.2.1.1 (a), confirmed the herringbone like carbon nanotube structure 
and hollow core that is surrounded by a cylindrical tube comprised of highly crystalline, graphite 
basal planes stacked at about 25 degrees from the longitudinal axis of the tube.[91] The thickness of 
graphene wall is 20 nm and length of HBCNT is in the range of several micrometers ( 1 to 10 um). 
The average outer diameter of HBCNT is 125 - 150 nm and average inner diameter is 50 – 70 nm. 
The length of MWCNT is in the range of several micrometers (1 – 10 um). It had an average outer 
diameter of about 8 – 15 nm and consisted of 5 – 9 walls as shown in Figure 3.2.1.1 (b) 
Figure 3.2.1.2 (a) displays XRD patterns of HBCNT, sNG and NG. All three patterns exhibit the 
typical diffraction peaks of graphite crystals. However, There are some differences, especially in their 
(002) peaks. In accordance with Figure 3.2.1.2 (b), the broadness of each (002) peak is different that is 
induced by different crystallite size[92 93] : HBCNT = 12.06 nm, sNG = 23.93 nm and NG = 30.51 nm.  
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Figure 3.2.1.1 (a) Transmission electron microscopy (TEM) image of HBCNT (a) and MWCNT (b). 
 
  
43 
 
 
 
 
 
Figure 3.2.1.2 (a) XRD patterns. The (002) peaks were compared in the inset at the same peak 
intensity. (b) crystallite size (left) and d-spacing (right). 
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3.2.2. Electrochemical performance 
 
The main view point of this second strategy is rate-capability from different Li+ diffusion length 
of graphene layer. In each electrode composition (A:B:C = 3:3:3, 7:2:1), it is noteworthy that a strong 
enhancement of the rate-capability at high C-rate was achieved after diffusion length control to 20 nm 
as seen in Figure 3.2.2.1 to 3.2.2.3. According to the comparison of charge rate-capability, the 
HBCNT exhibited better capacity retention even at high current density. The delivered capacity 
retention at 10C was calculated to be 40 % (vs. capacity at 0.1C), which is higher than that of natural 
graphite (10 %) and small natural graphite (10 %) as shown in Figure 3.2.2.1.  
To investigate the discharge rate capability, two types of electrode composition were used. In 
conductivity enhanced electrode (A:B:C = 3:3:3), HBCNT ( L = 20 nm) showed higher rate capability, 
compared with sNG (L = 8 um) : 92.8 % (vs. capacity at 0.1C), NG (L = 20 um) : 83 % (vs capacity at 
0.1C) at 50C. The rate capability of HBCNT is 93.2 % at 50C. In more commercialized electrode 
composition (A:B:C = 7:2:1), HBCNT (L = 20 nm) showed significantly enhanced rate capability 
especially at high rates, compared with sNG , NG : 60 % for NG (20 um) and 75.4 % for sNG (8 um) 
to 96.4 % for HBCNT at 30 C (vs. 0.1C).  
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Figure 3.2.2.1 (a to c) Potential profiles of lithiation of HBCNT versus NG and sNG at selected 
charge rates at A:B:C = 3:3:3 electrode composition. Half cells discharged at 0.1C were tested with 1 
M LiPF6 in EC/DMC (5:5).  
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Figure 3.2.2.2 (a to c) Potential profiles of delithiation of HBCNT versus NG and sNG at selected 
discharge rates at A:B:C = 3:3:3 electrode composition. Half cells charged at 0.1C were tested with 1 
M LiPF6 in EC/DMC (5:5).  
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Figure 3.2.2.3 (a to c) Potential profiles of delithiation of HBCNT versus NG and sNG at selected 
discharge rates at A:B:C = 7:2:1 electrode composition. Half cells charged at 0.1C were tested with 1 
M LiPF6 in EC/DMC (5:5).   
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3.2.3. Lithium Intercalation properties  
 
The synthesis of lithium-graphite intercalation compounds, LixCn, (abbreviated as GIC) has been 
known since the 1950s.
[94
 
95]
 At ambient pressure, a maximum lithium content of one Li guest atom 
per six carbon host atoms can be reached for highly crystalline graphitic carbons (      in LiCn or 
     in Lix C6). The intercalation reaction occurs only at edge-site. Through the basal planes, 
intercalation is possible at defect sites.
[96]
 
A general feature of intercalation into graphite is the stepwise formation. Staging phenomena can 
be easily observed during the electrochemical reduction or oxidation of carbons in Li
+
 containing 
electrolytes. As shown in Figure 3.2.3 (a) to (c), experimental galvanostatic curves for Li
+
 
intercalation into graphite clearly show the staging phenomenon
[97
 
98
 
99
 
100
 
101]
 at second 
charge/discharge process. The plateaus under 0.3 V indicate two phase regions (coexistence of two 
phases). Under dQ/dV curve in Figure 6.3 (d), the current peaks indicate the two-phase regions.  
In Figure 3.2.3 (a) to (d), a focus worthy point is the pintle between higher rate capability of 
HBCNT at high C-rate and lower voltage range of HBCNT than sNG and NG at charge/discharge 
step. This phenomenon will be the lower necessary energy to Li
+
 intercalation or de-intercalation at 20 
nm diffusion length. 
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Figure 3.2.3 Experimental galvanostatic curves for Li+ intercalation or de-intercalation into graphite (a 
to c), (d) dQ/dV curve of Li+ intercalation and de-intercalation. 
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IV. Conclusion 
 
In this study, we focused on discovering the pintle between the effect of nano-dimensionally 
controlled graphites and high rate capability for xEV that is require high power density. Enlarged 
interlayer spacing specifically at edge (d0) of graphites leads to facile kinetics of lithiation or 
delithiation without alternatives to graphites or carbons. Li+ diffusion length controlled graphites 
shows possibility that can pass the limit of charge rate-capabillity at high C-rate. We believe that 
nano-dimensionally optimized graphite can be beyond conventional anodes of lithium ion batteries in 
terms of kinetics, satisfying the requirements for electric vehicles.  
  
51 
 
 
Reference 
 
 
1. Lee, Y. J.; Yi, H.; Kim, W. J.; Kang, K.; Yun, D. S.; Strano, M. S.; Ceder, G.; Belcher, A. M., 
Fabricating Genetically Engineered High-Power Lithium-Ion Batteries Using Multiple Virus Genes. Science 
2009, 324 (5930), 1051-1055. 
2. Ceder, G.; Kang, B., Response to "unsupported claims of ultrafast charging of Li-ion batteries". J 
Power Sources 2009, 194 (2), 1024-1028. 
3. Armand, M.; Tarascon, J. M., Building better batteries. Nature 2008, 451 (7179), 652-657. 
4. Bloom, I.; Jansen, A. N.; Abraham, D. P.; Knuth, J.; Jones, S. A.; Battaglia, V. S.; Henriksen, G. L., 
Differential voltage analyses of high-power, lithium-ion cells 1. Technique and application. J Power Sources 
2005, 139 (1-2), 295-303. 
5. Bloom, I.; Christophersen, J.; Gering, K., Differential voltage analyses of high-power lithium-ion cells 
2. Applications. J Power Sources 2005, 139 (1-2), 304-313. 
6. Flandrois, S.; Simon, B., Carbon materials for lithium-ion rechargeable batteries. Carbon 1999, 37 (2), 
165-180. 
7. Guerin, K.; Fevrier-Bouvier, A.; Flandrois, S.; Couzi, M.; Simon, B.; Biensan, P., Effect of graphite 
crystal structure on lithium electrochemical intercalation. J Electrochem Soc 1999, 146 (10), 3660-3665. 
8. Simon, B.; Flandrois, S.; Guerin, K.; Fevrier-Bouvier, A.; Teulat, I.; Biensan, P., On the choice of 
graphite for lithium ion batteries. J Power Sources 1999, 81, 312-316. 
9. Endo, M.; Kim, C.; Nishimura, K.; Fujino, T.; Miyashita, K., Recent development of carbon materials 
for Li ion batteries. Carbon 2000, 38 (2), 183-197. 
10. Kim, T. H.; Park, J. S.; Chang, S. K.; Choi, S.; Ryu, J. H.; Song, H. K., The Current Move of Lithium 
Ion Batteries Towards the Next Phase. Adv Energy Mater 2012, 2 (7), 860-872. 
11. Huster, M. E.; Heiney, P. A.; Cajipe, V. B.; Fischer, J. E., Structure of High-Stage Potassium-
Intercalated Graphite. Phys Rev B 1987, 35 (7), 3311-3326. 
12. Sundqvist, B.; Fischer, J. E., Pressure-Temperature Phase-Diagrams of Stage-2-4 Potassium-Graphite 
Intercalation Compounds Deduced from Anomalies in the Basal-Plane Resistivity. Phys Rev B 1987, 35 (15), 
8231-8242. 
13. Cabana, J.; Monconduit, L.; Larcher, D.; Palacin, M. R., Beyond Intercalation-Based Li-Ion Batteries: 
The State of the Art and Challenges of Electrode Materials Reacting Through Conversion Reactions. Adv Mater 
2010, 22 (35), E170-E192. 
14. Meirer, F.; Cabana, J.; Liu, Y. J.; Mehta, A.; Andrews, J. C.; Pianetta, P., Three-dimensional imaging of 
chemical phase transformations at the nanoscale with full-field transmission X-ray microscopy. J Synchrotron 
Radiat 2011, 18, 773-781. 
15. Bang, B. M.; Kim, H.; Song, H. K.; Cho, J.; Park, S., Scalable approach to multi-dimensional bulk Si 
anodes via metal-assisted chemical etching. Energ Environ Sci 2011, 4 (12), 5013-5019. 
16. Bang, B. M.; Lee, J. I.; Kim, H.; Cho, J.; Park, S., High-Performance Macroporous Bulk Silicon 
Anodes Synthesized by Template-Free Chemical Etching. Adv Energy Mater 2012, 2 (7), 878-883. 
17. Bates, J. B.; Dudney, N. J.; Neudecker, B.; Ueda, A.; Evans, C. D., Thin-film lithium and lithium-ion 
batteries. Solid State Ionics 2000, 135 (1-4), 33-45. 
18. Li, H.; Wang, Z. X.; Chen, L. Q.; Huang, X. J., Research on Advanced Materials for Li-ion Batteries. 
Adv Mater 2009, 21 (45), 4593-4607. 
19. Hu, Y. Y.; Huang, X. T.; Wang, K.; Liu, J. P.; Jiang, J.; Ding, R. M.; Ji, X. X.; Li, X., Kirkendall-effect-
based growth of dendrite-shaped CuO hollow micro/nanostructures for lithium-ion battery anodes. Journal of 
Solid State Chemistry 2010, 183 (3), 662-667. 
20. Kim, W. S.; Yoon, W. Y., Observation of dendritic growth on Li powder anode using optical cell. 
Electrochim Acta 2004, 50 (2-3), 541-545. 
21. Matsuda, Y.; Takemitsu, T.; Tanigawa, T.; Fukushima, T., Effect of organic additives in electrolyte 
solutions on behavior of lithium metal anode. J Power Sources 2001, 97-8, 589-591. 
22. Fauteux, D.; Koksbang, R., Rechargeable Lithium Battery Anodes - Alternatives to Metallic Lithium. J 
Appl Electrochem 1993, 23 (1), 1-10. 
23. Sawai, K.; Iwakoshi, Y.; Ohzuku, T., Carbon Materials for Lithium-Ion (Shuttlecock) Cells. Solid State 
Ionics 1994, 69 (3-4), 273-283. 
 
 
52 
 
 
24. Fujimoto, H.; Mabuchi, A.; Tokumitsu, K.; Kasuh, T.; Akuzawa, N., Effect of Crystallite Size on the 
Chemical-Compositions of the Stage-1 Alkali Metal-Graphite Intercalation Compounds. Carbon 1994, 32 (2), 
193-198. 
25. Yazami, R.; Deschamps, M., The carbon-lithium negative electrode for lithium-ion batteries in polymer 
electrolyte. Mater Res Soc Symp P 1995, 369, 165-176. 
26. Dahn, J. R.; Sleigh, A. K.; Shi, H.; Reimers, J. N.; Zhong, Q.; Way, B. M., Dependence of the 
Electrochemical Intercalation of Lithium in Carbons on the Crystal-Structure of the Carbon. Electrochim Acta 
1993, 38 (9), 1179-1191. 
27. Takami, N.; Satoh, A.; Hara, M.; Ohsaki, I., Structural and Kinetic Characterization of Lithium 
Intercalation into Carbon Anodes for Secondary Lithium Batteries. J Electrochem Soc 1995, 142 (2), 371-379. 
28. Hu, J.; Li, H.; Huang, X. J., Electrochemical behavior and microstructure variation of hard carbon 
nano-spherules as anode material for Li-ion batteries. Solid State Ionics 2007, 178 (3-4), 265-271. 
29. Zhang, H. L.; Liu, S. H.; Li, F.; Bai, S.; Liu, C.; Tan, J.; Cheng, H. M., Electrochemical performance of 
pyrolytic carbon-coated natural graphite spheres. Carbon 2006, 44 (11), 2212-2218. 
30. Han, Y. S.; Lee, J. Y., Improvement on the electrochemical characteristics of graphite anodes by coating 
of the pyrolytic carbon using tumbling chemical vapor deposition. Electrochim Acta 2003, 48 (8), 1073-1079. 
31. Bar-Tow, D.; Peled, E.; Burstein, L., A study of highly oriented pyrolytic graphite as a model for the 
graphite anode in Li-ion batteries. J Electrochem Soc 1999, 146 (3), 824-832. 
32. Yamaura, J.; Ozaki, Y.; Morita, A.; Ohta, A., High-Voltage, Rechargeable Lithium Batteries Using 
Newly-Developed Carbon for Negative Electrode Material. J Power Sources 1993, 43 (1-3), 233-239. 
33. Tirado, J. L., Inorganic materials for the negative electrode of lithium-ion batteries: state-of-the-art and 
future prospects. Mat Sci Eng R 2003, 40 (3), 103-136. 
34. Dey, A. N., Electrochemical Alloying of Lithium in Organic Electrolytes. J Electrochem Soc 1971, 118 
(10), 1547-&. 
35. Yoo, H.; Lee, J. I.; Kim, H.; Lee, J. P.; Cho, J.; Park, S., Helical Silicon/Silicon Oxide Core-Shell 
Anodes Grown onto the Surface of Bulk Silicon. Nano Lett 2011, 11 (10), 4324-4328. 
36. Winter, M.; Besenhard, J. O., Electrochemical lithiation of tin and tin-based intermetallics and 
composites. Electrochim Acta 1999, 45 (1-2), 31-50. 
37. Chan, C. K.; Peng, H. L.; Liu, G.; McIlwrath, K.; Zhang, X. F.; Huggins, R. A.; Cui, Y., High-
performance lithium battery anodes using silicon nanowires. Nat Nanotechnol 2008, 3 (1), 31-35. 
38. Lee, K. T.; Cho, J., Roles of nanosize in lithium reactive nanomaterials for lithium ion batteries. Nano 
Today 2011, 6 (1), 28-41. 
39. Poizot, P.; Laruelle, S.; Grugeon, S.; Dupont, L.; Tarascon, J. M., Nano-sized transition-metaloxides as 
negative-electrode materials for lithium-ion batteries. Nature 2000, 407 (6803), 496-499. 
40. Li, H.; Richter, G.; Maier, J., Reversible formation and decomposition of LiF clusters using transition 
metal fluorides as precursors and their application in rechargeable Li batteries. Adv Mater 2003, 15 (9), 736-
739. 
41. Badway, F.; Pereira, N.; Cosandey, F.; Amatucci, G. G., Carbon-metal fluoride nanocomposites - 
Structure and electrochemistry of FeF3 : C. J Electrochem Soc 2003, 150 (9), A1209-A1218. 
42. Badway, F.; Pereira, N.; Cosandey, F.; Amatucci, G. G., Next generation positive electrode materials 
enabled by nanocomposites: Metal fluorides. Solid State Ionics-2002 2003, 756, 207-218. 
43. Poizot, P.; Laruelle, S.; Grugeon, S.; Tarascon, J. M., Rationalization of the low-potential reactivity of 
3d-metal-based inorganic compounds toward Li. J Electrochem Soc 2002, 149 (9), A1212-A1217. 
44. Pereira, N.; Klein, L. C.; Amatucci, G. G., The electrochemistry of Zn3N2 and LiZnN - A lithium 
reaction mechanism for metal nitride electrodes. J Electrochem Soc 2002, 149 (3), A262-A271. 
45. Silva, D. C. C.; Crosnier, O.; Ouvrard, G.; Greedan, J.; Safa-Sefat, A.; Nazar, L. F., Reversible lithium 
uptake by FeP2. Electrochem Solid St 2003, 6 (8), A162-A165. 
46. Wang, Y.; Fu, Z. W.; Yue, X. L.; Qin, Q. Z., Electrochemical reactivity mechanism of Ni3N with 
lithium. J Electrochem Soc 2004, 151 (4), E162-E167. 
47. Li, H.; Balaya, P.; Maier, J., Li-storage via heterogeneous reaction in selected binary metal fluorides 
and oxides. J Electrochem Soc 2004, 151 (11), A1878-A1885. 
48. Zhang, S. S.; Xu, K.; Jow, T. R., Alkaline composite film as a separator for rechargeable lithium 
batteries. J Solid State Electr 2003, 7 (8), 492-496. 
49. Zhang, S. S.; Xu, K.; Jow, T. R., Electrochemical impedance study on the low temperature of Li-ion 
batteries. Electrochim Acta 2004, 49 (7), 1057-1061. 
50. Tossici, R.; Berrettoni, M.; Rosolen, M.; Marassi, R.; Scrosati, B., Electrochemistry of KC8 in lithium-
containing electrolytes and its use in lithium-ion cells. J Electrochem Soc 1997, 144 (1), 186-192. 
53 
 
 
51. Zou, L.; Kang, F. Y.; Zheng, Y. P.; Shen, W. C., Modified natural flake graphite with high cycle 
performance as anode material in lithium ion batteries. Electrochim Acta 2009, 54 (15), 3930-3934. 
52. Zou, L.; Kang, F. Y.; Li, X. H.; Zheng, Y. P.; Shen, W. C.; Zhang, J., Investigations on the modified 
natural graphite as anode materials in lithium ion battery. J Phys Chem Solids 2008, 69 (5-6), 1265-1271. 
53. Jeon, I. Y.; Choi, H. J.; Bae, S. Y.; Chang, D. W.; Baek, J. B., Wedging graphite into graphene and 
graphene-like platelets by dendritic macromolecules. J Mater Chem 2011, 21 (21), 7820-7826. 
54. Bae, S. Y.; Jeon, I. Y.; Yang, J.; Park, N.; Shin, H. S.; Park, S.; Ruoff, R. S.; Dai, L. M.; Baek, J. B., 
Large-Area Graphene Films by Simple Solution Casting of Edge-Selectively Functionalized Graphite. Acs Nano 
2011, 5 (6), 4974-4980. 
55. Jeon, I. Y.; Choi, E. K.; Bae, S. Y.; Baek, J. B., Edge-Functionalization of Pyrene as a Miniature 
Graphene via Friedel-Crafts Acylation Reaction in Poly(Phosphoric Acid). Nanoscale Res Lett 2010, 5 (10), 
1686-1691. 
56. Choi, E. K.; Jeon, I. Y.; Oh, S. J.; Baek, J. B., "Direct" grafting of linear macromolecular "wedges" to 
the edge of pristine graphite to prepare edge-functionalized graphene-based polymer composites. J Mater Chem 
2010, 20 (48), 10936-10942. 
57. Choi, E. K.; Jeon, I. Y.; Bae, S. Y.; Lee, H. J.; Shin, H. S.; Dai, L. M.; Baek, J. B., High-yield 
exfoliation of three-dimensional graphite into two-dimensional graphene-like sheets. Chem Commun 2010, 46 
(34), 6320-6322. 
58. Meng, L. Y.; Park, S. J., Preparation and Characterization of Reduced Graphene Nanosheets via Pre-
exfoliation of Graphite Flakes. Bulletin of the Korean Chemical Society 2012, 33 (1), 209-214. 
59. Kapitanova, O. O.; Panin, G. N.; Baranov, A. N.; Kang, T. W., Synthesis and properties of graphene 
oxide/graphene nanostructures. Journal of the Korean Physical Society 2012, 60 (10), 1789-1793. 
60. Zarrin, H.; Higgins, D.; Jun, Y.; Chen, Z. W.; Fowler, M., Functionalized Graphene Oxide 
Nanocomposite Membrane for Low Humidity and High Temperature Proton Exchange Membrane Fuel Cells. 
Journal of Physical Chemistry C 2011, 115 (42), 20774-20781. 
61. Fan, Z. J.; Yan, J.; Wei, T.; Ning, G. Q.; Zhi, L. J.; Liu, J. C.; Cao, D. X.; Wang, G. L.; Wei, F., 
Nanographene-Constructed Carbon Nanofibers Grown on Graphene Sheets by Chemical Vapor Deposition: 
High-Performance Anode Materials for Lithium Ion Batteries. Acs Nano 2011, 5 (4), 2787-2794. 
62. Yang, S. B.; Feng, X. L.; Zhi, L. J.; Cao, Q. A.; Maier, J.; Mullen, K., Nanographene-Constructed 
Hollow Carbon Spheres and Their Favorable Electroactivity with Respect to Lithium Storage. Adv Mater 2010, 
22 (7), 838-+. 
63. Chen, J.; Wang, J. Z.; Minett, A. I.; Liu, Y.; Lynam, C.; Liu, H. K.; Wallace, G. G., Carbon nanotube 
network modified carbon fibre paper for Li-ion batteries. Energ Environ Sci 2009, 2 (4), 393-396. 
64. Lahiri, I.; Oh, S. W.; Hwang, J. Y.; Cho, S.; Sun, Y. K.; Banerjee, R.; Choi, W., High Capacity and 
Excellent Stability of Lithium Ion Battery Anode Using Interface-Controlled Binder-Free Multiwall Carbon 
Nanotubes Grown on Copper. Acs Nano 2010, 4 (6), 3440-3446. 
65. Sivakkumar, S. R.; Nerkar, J. Y.; Pandolfo, A. G., Rate capability of graphite materials as negative 
electrodes in lithium-ion capacitors. Electrochim Acta 2010, 55 (9), 3330-3335. 
66. Yoshio, M.; Wang, H. Y.; Fukuda, K.; Umeno, T.; Abe, T.; Ogumi, Z., Improvement of natural graphite 
as a lithium-ion battery anode material, from raw flake to carbon-coated sphere. J Mater Chem 2004, 14 (11), 
1754-1758. 
67. Marks, T.; Trussler, S.; Smith, A. J.; Xiong, D. J.; Dahn, J. R., A Guide to Li-Ion Coin-Cell Electrode 
Making for Academic Researchers. J Electrochem Soc 2011, 158 (1), A51-A57. 
68. Lee, G. W.; Ryu, J. H.; Han, W.; Ahn, K. H.; Oh, S. M., Effect of slurry preparation process on 
electrochemical performances of LiCoO2 composite electrode. J Power Sources 2010, 195 (18), 6049-6054. 
69. Kim, K. M.; Jeon, W. S.; Chung, I. J.; Chang, S. H., Effect of mixing sequences on the electrode 
characteristics of lithium-ion rechargeable batteries. J Power Sources 1999, 83 (1-2), 108-113. 
70. Sivasankaran, S.; Sivaprasad, K.; Narayanasamy, R.; Satyanarayana, P. V., X-ray peak broadening 
analysis of AA 6061(100-x)-x wt.% Al2O3 nanocomposite prepared by mechanical alloying. Mater Charact 
2011, 62 (7), 661-672. 
71. Wang, J.; Chen, M. M.; Wang, C. Y.; Hu, B. Q.; Zheng, J. M., Amphiphilic carbonaceous material 
modified graphite as anode material for lithium-ion batteries. Mater Lett 2010, 64 (21), 2281-2283. 
72. Kim HS, S. D.-S., Kim G-H, Kum D-W. , Analysis of X-ray diffraction patterns from mechanically 
alloyed Al - Ti. Metals Mater 1996, 2 (1), 15-21. 
73. Sanders PG, W. A., Weertman JR., Residual stress, strain and faults in nanocrystalline palladium and 
copper. . Mater Sci Eng A 1995, 204, 7-11. 
 
54 
 
 
74. Langford, J. I.; Wilson, A. J. C., Scherrer after 60 Years - Survey and Some New Results in 
Determination of Crystallite Size. J Appl Crystallogr 1978, 11 (Apr), 102-113. 
75. Ungar, T., Strain broadening caused by dislocations. Epdic 5, Pts 1 and 2 1998, 278-2, 151-156. 
76. Besenhard, J. O.; Winter, M.; Yang, J.; Biberacher, W., Filming Mechanism of Lithium-Carbon Anodes 
in Organic and Inorganic Electrolytes. J Power Sources 1995, 54 (2), 228-231. 
77. Aurbach, D., Electrode-solution interactions in Li-ion batteries: a short summary and new insights. J 
Power Sources 2003, 119, 497-503. 
78. Besenhard, J. O.; Wagner, M. W.; Winter, M.; Jannakoudakis, A. D.; Jannakoudakis, P. D.; 
Theodoridou, E., Inorganic Film-Forming Electrolyte Additives Improving the Cycling Behavior of Metallic 
Lithium Electrodes and the Self-Discharge of Carbon Lithium Electrodes. J Power Sources 1993, 44 (1-3), 413-
420. 
79. Aurbach, D.; Gamolsky, K.; Markovsky, B.; Gofer, Y.; Schmidt, M.; Heider, U., On the use of vinylene 
carbonate (VC) electrolyte solutions for Li-ion as an additive to batteries. Electrochim Acta 2002, 47 (9), 1423-
1439. 
80. Chen, G. Y.; Zhuang, G. V.; Richardson, T. J.; Liu, G.; Ross, P. N., Anodic polymerization of vinyl 
ethylene carbonate in Li-ion battery electrolyte. Electrochem Solid St 2005, 8 (7), A344-A347. 
81. Mubarak, M. S.; Urove, G. A.; Peters, D. G., Electrochemical Reduction of Phenylacetyl Chloride and 
Hydrocinnamoyl Chloride at Mercury Cathodes in Acetonitrile. J Electroanal Chem 1993, 350 (1-2), 205-216. 
82. Zhang, S. S., A review on electrolyte additives for lithium-ion batteries. J Power Sources 2006, 162 (2), 
1379-1394. 
83. Chang, C. C.; Hsu, S. H.; Jung, Y. F.; Yang, C. H., Vinylene carbonate and vinylene trithiocarbonate as 
electrolyte additives for lithium ion battery. J Power Sources 2011, 196 (22), 9605-9611. 
84. Gustian, I.; Celik, S. U.; Suratno, W.; Bozkurt, A., Proton conducting composite membranes based on 
poly(1-vinyl-1,2,4-triazole) and nitrilotri (methyl triphosphonic acid). J Phys Chem Solids 2011, 72 (11), 1377-
1380. 
85. Fu, L. J.; Liu, H.; Li, C.; Wu, Y. P.; Rahm, E.; Holze, R.; Wu, H. Q., Surface modifications of electrode 
materials for lithium ion batteries. Solid State Sci 2006, 8 (2), 113-128. 
86. Andersson, A. M.; Edstrom, K., Chemical composition and morphology of the elevated temperature 
SEI on graphite. J Electrochem Soc 2001, 148 (10), A1100-A1109. 
87. Peled, E.; Golodnitsky, D.; Menachem, C.; Bar-Tow, D., An advanced tool for the selection of 
electrolyte components for rechargeable lithium batteries. J Electrochem Soc 1998, 145 (10), 3482-3486. 
88. Xiang, J. Y.; Tu, J. P.; Zhang, J.; Zhong, J.; Zhang, D.; Cheng, J. P., Incorporation of MWCNTs into 
leaf-like CuO nanoplates for superior reversible Li-ion storage. Electrochem Commun 2010, 12 (8), 1103-1107. 
89. Landi, B. J.; Dileo, R. A.; Schauerman, C. M.; Cress, C. D.; Ganter, M. J.; Raffaelle, R. P., Multi-
Walled Carbon Nanotube Paper Anodes for Lithium Ion Batteries. J Nanosci Nanotechno 2009, 9 (6), 3406-
3410. 
90. Chew, S. Y.; Ng, S. H.; Wang, J. Z.; Novak, P.; Krumeich, F.; Chou, S. L.; Chen, J.; Liu, H. K., Flexible 
free-standing carbon nanotube films for model lithium-ion batteries. Carbon 2009, 47 (13), 2976-2983. 
91. Zhou, J. S.; Song, H. H.; Fu, B. C.; Wu, B.; Chen, X. H., Synthesis and high-rate capability of 
quadrangular carbon nanotubes with one open end as anode materials for lithium-ion batteries. J Mater Chem 
2010, 20 (14), 2794-2800. 
92. Alcantara, R.; Lavela, P.; Ortiz, G. F.; Tirado, J. L.; Menendez, R.; Santamaria, R.; Jimenez-Mateos, J. 
M., Electrochemical, textural and microstructural effects of mechanical grinding on graphitized petroleum coke 
for lithium and sodium batteries. Carbon 2003, 41 (15), 3003-3013. 
93. Li, G. B.; Lu, Z. G.; Huang, B. Y.; Huang, H.; Xue, R. J.; Chen, L. Q., AN EVALUATION OF 
LITHIUM INTERCALATION CAPACITY INTO CARBON BY XRD PARAMETERS. Solid State Ionics 
1995, 81 (1-2), 15-18. 
94. Lagrange, P.; Guerard, D.; Mareche, J. F.; Herold, A., Hydrogen Storage and Isotopic Protium 
Deuterium-Exchange in Graphite Potassium Intercalation Compounds. J Less-Common Met 1987, 131, 371-
378. 
95. Tran, T.; Kinoshita, K., Lithium Intercalation Deintercalation Behavior of Basal and Edge Planes of 
Highly Oriented Pyrolytic-Graphite and Graphite Powder. J Electroanal Chem 1995, 386 (1-2), 221-224. 
96. Tran, T. D.; Feikert, J. H.; Song, X.; Kinoshita, K., Commercial Carbonaceous Materials as Lithium 
Intercalation Anodes. J Electrochem Soc 1995, 142 (10), 3297-3302. 
97. Funabiki, A.; Inaba, M.; Ogumi, Z.; Yuasa, S.; Otsuji, J.; Tasaka, A., Impedance study on the 
electrochemical lithium intercalation into natural graphite powder. J Electrochem Soc 1998, 145 (1), 172-178. 
 
55 
 
 
98. Inaba, M.; Siroma, Z.; Funabiki, A.; Ogumi, Z.; Abe, T.; Mizutani, Y.; Asano, M., Electrochemical 
scanning tunneling microscopy observation of highly oriented pyrolytic graphite surface reactions in an ethylene 
carbonate-based electrolyte solution. Langmuir 1996, 12 (6), 1535-1540. 
99. Inaba, M.; Yoshida, H.; Ogumi, Z.; Abe, T.; Mizutani, Y.; Asano, M., IN-SITU RAMAN-STUDY ON 
ELECTROCHEMICAL LI-INTERCALATION INTO GRAPHITE. J Electrochem Soc 1995, 142 (1), 20-26. 
100. Dahn, J. R., PHASE-DIAGRAM OF LIXC6. Phys Rev B 1991, 44 (17), 9170-9177. 
101. Kambe, N.; Dresselhaus, M. S.; Dresselhaus, G.; Basu, S.; McGhie, A. R.; Fischer, J. E., 
INTERCALATE ORDERING IN 1ST STAGE GRAPHITE-LITHIUM. Materials Science and Engineering 
1979, 40 (1), 1-4. 
 
 
 
PARK ET AL. VOL. XXX ’ NO. XX ’ 000–000 ’ XXXX
www.acsnano.org
A
CXXXX American Chemical Society
Edge-Exfoliated Graphites for Facile
Kinetics of Delithiation
Jeong-Seok Park, Myeong-Hee Lee, In-Yup Jeon, Han-Saem Park, Jong-Beom Baek,* and Hyun-Kon Song*
i-School of Green Energy, UNIST, Ulsan 689-798, Korea
I
ntercalation-based anodematerials such
as graphites have been widely used for
lithium ion batteries.1,2 As the applica-
tion target of lithium ion batteries moves
from small mobile devices to electric vehi-
cles, high power densities at fast charge/
discharge rates have been more and more
emphasized. Therefore, kinetics of lithiation
and delithiation of graphites need to be
improved to satisfy the performance de-
mands of electric vehicles in terms of power
density.3 Novel emerging high capacity anode
materials based on conversion4 or alloying5
reactions (e.g., transition metal oxides or
silicon) deliver even more sluggish kinetics.
The lithiation process of graphite consists
of four steps: (C1) introduction of Liþ into a
solidelectrolyte interface (SEI) layer after
desolvation; (D2) diﬀusion of Liþ through
the SEI layer; (E3) intercalation of Liþ from
the SEI layer through the entrance as a gate
at the edge site of graphite into the inter-
layer space between graphene layers; and
(D4) Liþ diﬀusion along the interspace.6 A
simple hypothesis relating crystallographic
parameters of graphite to kinetics of lithia-
tion or delithiation could be followed: the
interlayer spacing distance at the entrance
(d0) is responsible for step E3, while the size
of crystallites (L) and the interlayer spac-
ing distance at the nonperipheral portion of
graphite (d1) aﬀect the kinetics of step D4.
The hypothetical relationship of the ﬁrst
crystallographic parameter d0 with lithiation
kinetics is proven in this work. In terms of
the parameter d1 (not d0), there have been
several reports showing that the larger va-
lue of d1 leads to faster kinetics of lithiation.
Potassium-intercalated graphites (KC8) showed
better performances at high rate discharges
with d1 = 0.341 nm (cf. 0.336 nm for bare
graphite).7 Chemical treatment of graphite
with H2SO4H2O2 enlarged the value of
d1 from 0.3358 to 0.3370 nm, leading to
enhanced cyclability at 0.2C with higher
capacity.8,9 However, there were no studies
on the eﬀect of localized enlargement of the
interlayer spacing especially at edges on
lithiation kinetics. One of the reasons for
the absence of related research would be
the lack of methods controlling the inter-
layer distance only at the entrance of the
interlayer space.
As an alternative approach of graphite-
to-grapheneexfoliation, edge-selective func-
tionalization of graphite has been reported
in a series of papers recently.1013 Substi-
tuted benzoyl groups were attached to the
sp2 CHmost likely present at the edges of
graphite via direct FriedelCrafts acylation.
The edge-functionalized groups worked
as amolecular wedge exfoliating graphite.
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ABSTRACT As high rate charge and discharge characteristics of energy storage devices
become more important with the market of electric vehicles intensively growing, the kinetics of
lithiation or delithiation of electrode materials for lithium ion batteries require enhancement.
Graphites, the most widely used anode materials, have a limited power density at high discharge
rates, while their alternatives, such as silicon and transition metal oxides, show even inferior rate
capability. This work was motivated from an idea of what if the edge opening of graphite was
zipped more open to lithium ions in the electrolyte. By edge-selective functionalization, the
peripheral d-spacing of graphite (d0) was locally controlled. Larger values of d0 led to higher capacity especially at high discharge rates. Around 2-fold
enhancement of capacity or energy density was achieved at 50C discharge rate from 110 to 190 mAh g1 by exfoliating graphite locally in its edge region.
Also, the d0 dependency of delithiation kinetics conﬁrmed that the electrochemical step of Li
þ inﬂux into or eﬄux out of the interlayer space of graphite is
possibly the rate-determining step of lithiation or delithiation.
KEYWORDS: graphites . interlayer spacing . nanostructure . lithiation . lithium ion batteries . anodes
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Unlike conventional Hummer's method to oxidize
graphite by acid, there were no serious defect devel-
opment to disturb crystallinity and electron continuum
at the graphitic basal plane. The edge-selective func-
tionalization was implemented in this work not for
expanding the interlayer space of graphites in an
extreme degree leading to graphene but for increasing
the interlayer spacing locally only around theperipheryof
layers controlling d0 of graphite. The edge-exfoliated
graphites were obtained from macrosize natural gra-
phites (NG; average particle size = ∼20 μm). The size of
graphitic plates is large enough to provide strong ππ
stacking between the graphitic layers. Therefore, the
integrity of graphites was maintained even after severe
edge exfoliation.
RESULTS AND DISCUSSION
Two diﬀerent functional groups were introduced
selectively at the edges of natural graphite (NG) to
control the dimension of d0 as the primary kinetics-
controlling parameter: ﬂuorobenzoyl group (FBzCO)10
and hyperbranched poly(ether ketone) group (HPEK)13
as a molecular and a macromolecular wedge, respec-
tively. The functionalization was evidenced by identify-
ing the chemical constituents of the functional groups
with TOF-SIMS (time-of-ﬂight secondary ion mass spec-
troscopy) and XPS (X-ray photoemission spectroscopy)
(Figure 1): benzoyl-related fragments (ﬂuoroben-
zene for FBzCO-NG and oxybenzene for HPEK-NG)
and carbonyl groups were detected.
In the edge-selectively functionalized NGs (FBzCO-
NG and HPEK-NG), the boundary of graphene planes
was reported to be exfoliated so that the d0 dimension
increases locally around the edge region (d0 > dNG)
(Figure 2a).10,13 Simultaneously, the stress developed
by enlarged d0 is released in a way to reduce the in-
terspacing dimension of the region far from the bound-
ary (d1 < dNG). The structural change caused by the
edge-selective functionalization was conﬁrmed by X-ray
diﬀraction patterns (Figure 2b). With FBzCO-NG wedged
by the small molecule and HPEK-NG wedged by the
polymeric molecule, the average value of d002 decreased
from 0.3368 to 0.3361 and 0.3360 nm, respectively,
after functionalization (calculated from 2θ of (002)
peaks by Bragg's equation, the topmost graph in
Figure 2c). Simultaneously, the size of crystallite do-
main (L) decreased from 28.01 to 24.76 and 23.06 nm (by
averaging thevalues calculated from2θof (002) and (004)
peaks by Scherrer's equation14). The functionalization-
induced changes could be interpreted as development
of d-spacing distribution. If the distribution were grouped
into three categories, d002 would result from balancing or
averaging the changesofd0 for the edgeor entrance,d1 far
from the periphery, and d01 transient between them.
Figure 1. Chemical identiﬁcation of functional groups edge-tethered to graphites. (a,b) TOF-SIMS of FBzCO-NG (blue) versus
NG (black) and HPEK-NG (red). The peaks responsible for 96ﬂuorobenzene and 93oxybenzene are indicated in (a) and (b),
respectively. F1s XPS spectra are involved in (a) to identify the existence of F in FBzCO-NG. (ce) C1s XPS spectra of NG and its
modiﬁed graphites (FBzCO-NG and HPEK-NG). The C1s peaks in (ce) were ﬁtted with ﬁve characteristic peaks assigned to
CC at 283.95 eV, CH at 284.14 eV (FBzCO-NG) or 284.46 (NG), CdO at 286 eV, and COOR and CO32 at higher binding
energies.
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Even if the eﬀects of microstrains caused by non-
uniform lattice distortion on peak broadening are
negligible with no signiﬁcant development of strain
estimated by the WilliamsonHall equation,15 the skew-
ness of asymmetric peaks of XRD (γ = E[((X  μ)/σ)3])
is another evidence to support the local exfoliation
induced by edge-selective functionalization15,16 (inset
of Figure 2b): γ from 2.15 for NG or 1.95 for HPEK-
NG to 3.10 for FBzCO-NG (negative for a distribution
skewed to the left or left-tailed). Easily inferred is a
proportional relationship between the skewness and
degree of heterogeneity due to dimensional distribu-
tion of the interlayer spacing. The asymmetry of crystal-
lographic peaks is observed in detrital graphites of
metamorphic rocks consisting of carbonaceous mate-
rials with diﬀerent stages of conversion to graphite or
diﬀerent crystallinity.16 The asymmetric peaks can be
resolved into multiple symmetric peaks represent-
ing their corresponding crystallography.17 With a sim-
pliﬁed assumption that the functionalized graphites
consist of three distinguished crystallite phases, the
asymmetric peaks were analyzed by d0, d01 and d1
representing phases (d0, d01, and d1 phases) in the
intensity versus diﬀraction coordinate (s = 2 cos θp 
(θ θp)/λ) domain (Figure S1 in Supporting Information).
The volume fraction of each phase (x0, x01, or x1 with x0þ
x01 þ x1 =1) was obtained from the fractional integral
intensities of the corresponding subproﬁles relative to
the overall proﬁle.
The NG at d002 = 0.3368 nm was resolved into the
main phase of 58% fraction at the same value of
spacing (d01 = 0.3368 nm) with shorter and longer d-
spacing phases at d0 = 0.3390 nm and d1 = 0.3361 nm
in ∼20% fraction each (the third graph in Figure 2c).
Even if the macromolecular wedge (HPEK) was ex-
pected to bemore eﬀective in terms of local exfoliation
than the small molecular wedge (FBzCO), the extent
of local exfoliation of FBzCO-NG was estimated to be
larger than that of HPEK-NG. By edge-tethering NG
with FBzCO, the value of d0 increased slightly with a
0.0002 nm diﬀerence, while the center phase was
represented by the largely increasing d01 with a
0.0011 nm diﬀerence (the second graph in Figure 2c).
The portion occupied by the inﬂated phases (d0 and d01
phases)was∼40.5%. The rest of the constituent phases
were characterized by a slightly compressed phase at
d1 = 0.3359 (negative 0.0002 diﬀerence from d1 of NG).
The dominant phase in 59.5% is responsible for the
decrease in d002. On the other hand, HPEK-NG showed
d-spacing decrease in all phases, compared with NG
and FBzCO-NG. The dominant phase of HPEK-NG was
located at d01 = 0.3360 nm inmore than 56%, which is a
smaller value than the smallest dimension d1 of NG.
The reason for the compressed behavior can be found
from its calcined control sample. Even after calcining at
900 C for 2 h in an inert atmosphere to remove the
functional group HPEK, themacromolecular-wedged
NG had no change in d002. On the contrary to HPEK-NG,
FBzCO-NG showed a reversible recovery to the original
d-spacing values of NG after removing the edge-
tethered moiety (FBzCO). A possible postulation is
that an immoderate exfoliation concentrated on the
very near-edge region forces, narrowing the gap be-
tweennon-edgegraphitic plates severely and irreversibly
(Figure 2a). The d0 phase of HPEK-NG would include not
only the dimensional increase of extremely localized
edge gap (d0,out) but also the decrease in near-edge
gap (d0,in):d0,out >d0 >d0,in. The valueofd0,out of HPEK-NG
is expected to be larger than d0 of FBzCO-NG, which
is supported by electrochemical impedance spectra
(below). As a summary, the extent of local exfoliation or
more simply the value of d0 follows the descending order
of FBzCO-NG > NG > HPEK-NG. However, it should be
kept in mind that there is every possibility the HPEK-NG
Figure 2. (a) Schematics of layered structures in peripheral
region of bare and edge-selectively functionalized natural
graphites. The values of d-spacing are distributed for all
graphites, which were grouped into three phases repre-
sented by d0, d10, and d1 from surface to bulk; dNG indicates
the average value of d-spacings of NG, which is equivalent
to d002 measured by X-ray diﬀraction. (b) XRD patterns. The
(002) peaks were compared in the inset at the same peak
intensity. (c) Value of d-spacing (d002) calculated from 2θ of
(002) peaks and three representative d-spacing's (d0, d01,
and d1) deconvoluted from d002; d0 is considered as the
d-spacing of the peripheral region of graphites.
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contains a small fraction of highly exfoliated edge: d0,out
(HPEK-NG) > d0 (FBzCO-NG) > d0 (NG) > d0 (HPEK-NG).
Themain point of this work is to reveal the d0 eﬀects
on lithiation/delithiation. With the dimensional infor-
mation about d0, therefore, the bare and edge-speci-
ﬁcally exfoliated graphites were galvanostatically
lithiated and then delithiated in a coin cell conﬁgura-
tion with lithium metal (Figure 3) to prove the hypoth-
esis that the d0 value of graphite is a determining factor
for governing kinetics of lithiation/delithiation at least
in the step of Liþ transport between the interlayer
space and the SEI layer. At low rates of discharge (e.g.,
0.1C or the current at which cells are fully discharged
for 10 h), there was no signiﬁcant diﬀerence of capacity
between the bare (NG) and edge-speciﬁcally exfoliated
graphites (FBzCO-NG andHPEK-NG), delivering around
the theoretical capacity (372 mAh g1). The d0 eﬀects
were exhibited more and more distinguishably as the
discharge rates increased. By relieving the resistance
related to the E3 step of delithiation, FBzCO-NG (d0 =
0.3392 nm) showed signiﬁcantly enhanced rate cap-
ability especially at high rates, compared with NG: 110
mAh g1 for NG (d0 = 0.3390 nm) to 190 mAh g
1 for
FBzCO-NG at 50C. However, HPEK-NG (d0 = 0.3386 nm)
showed inferior rate capability at the same rates such
as 50 mAh g1 at 50C. When considering that the d0
phase of HPEK-NG consists of the extremely exfoliated
subphase at the edge region and the relatively com-
pressed subphase at the near-edge region, it is diﬃcult
to explain the slow kinetics of HPEK-NG only in terms of
d0. Due to small values of d01 and d1 causing resistance
at the D4 step, the inferior rate capability of HPEK-NG
can be at least partially explained.
Electrochemical impedance spectra explain the ki-
netic improvement or deterioration by local exfoliation
in a more detailed manner (Figure 4). Impedances of
half cells experiencing 50 cycles of charge and dis-
charge were measured at three diﬀerent biased
potentials: 1.5 V (fully delithiated), 0.2 V (partially
lithiated), and 0 V (fully lithiated). Highly overlapped
and depressed semicircles were observed so that
resistances could not be clearly distinguished between
C1 and E3 stepsmentioned above. The diﬀerent trends
of impedance change were observed with FBzCO-NG
and NG versus HPEK-NG. The E3 step where the d0
eﬀect is dominant should be focused with FBzCO-NG
andNG,while theD4 step inwhich the d01 or d1 eﬀect is
dominant is emphasized for HPEK-NG. For FBzCO-NG
and NG, lower resistances were estimated with gra-
phites of larger d0 over the whole potential range:
FBzCO-NG (57.25 ohm) < NG (117.8 ohm) at 1.5 V in
terms of resistance at the fully delithiated states.
Degree of lithiation (equivalent to state of charge, SOC)
depending on biased potential also decided the im-
pedance of identical graphite. As degree of lithiation
goes up, the value of resistance (Rtot) as well as its
diﬀerence between samples (ΔRtot) decreased: Rtot0 =
106 ohmat SOC= 0 (at 1.5 V) to Rtot1 = 26.9 ohmat SOC=
1 or 100% (at 0.0 V) with the bare NG; ΔRtot0 = 50 ohm
andΔRtot1 = 0.8 ohmbetween the bare and FBzCO-NG.
The SOCor potential dependency of impedance can be
understood when considering that the interlayer spac-
ing would be enlarged on lithiation with d1 approach-
ing d0 (d002 = 0.3706 nm for LiC6
7), while the diﬀerence
between d0 and d1 would be emphasized with more
delithiated graphites (Figure 3d). Therefore, the strong
dependency ofRtot ond0 becomesweaker as thedegree
of lithiation grows higher. The d0 dependency on
resistance can be easily expected from the following
Figure 3. (ac) Potential proﬁles of delithiation of FBzCO-
NG versusNG and HPEK-NG at selected discharge rates. Half
cells charged at 0.1C were tested with 1.15 M LiPF6 in EC/
DMC (3:7). (d) C rate dependency of discharge capacity
representing rate capability.
Figure 4. Electrochemical impedance spectra of FBzCO-NG
(blue, circle), NG (black, square), andHPEK-NG (red, triangle)
at three diﬀerent biased potentials: (a) 1.5 V (fully delithiated),
(b) 0.2 V (partially lithiated), and (c) 0.0 V (fully lithiated). (d) d0
dependency of resistance (RCT) at three diﬀerent potentials.
The lithiation processes in FBzCO-NG and NG (not HPEK-NG)
were schematically described. The same electrolyte as indi-
cated in Figure 3 was used.
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simple equation: Rtot = RCTþ Rothers = Ad01þ B, where
R = resistance, subscript tot = total, subscript CT =
charge transfer, subscript others = resistance-related
processes including C1, A and B = constant. On the
assumption that the relationship works with our d0
varied graphites (Figure 3d), at least in the range of d0
variation of interest in this work, the regression lines of
three diﬀerent potentials converged on a single inter-
section point at d0 = 0.3393 nm. At the values of d0
larger than that of the intersection point, the resis-
tances of þ1.5 V and þ0.2 V expected from the
regression would be meaningless. Beyond the critical
d0 value, the resistances are expected at the same
value independent of applied potentials, or at least
resistances obtained at þ1.5 V and þ0.2 V would not
be smaller than that of þ0.0 V.
However, the potential dependency of resistance of
HPEK-NG is reversed (red triangles at 1/d0 = 2.9534 in
Figure 4d). As lithiation proceeds from 1.5 to 0.0 V, the
Rtot increased. The extremely exfoliated opening of
edges (d0,out) is responsible for the resistance being
signiﬁcantly lower than that of FBzCO-NG and NG at
the fully delithiated state at 1.5 V (Rtot = 28 ohm for
HPEK-NG versus 56 ohm for FBzCO-NG and 106 ohm for
NG). After the initial Liþ insertion through the large
opening, the additional lithiation feels high resistance
due to the signiﬁcantly reduced interlayer spacingwith
the rate-determining step moving from E3 to D4. The
resistance (which was much lower than that of FBzCO-
NG and NG at 1.5 V) increases to a value higher than
that of other graphites at 0.0 V: 65 ohm for HPEK-NG
versus ∼28 ohm for others. Therefore, it is concluded
that a severe edge exfoliation leads to slow kinetics
originating from severe suppression of d-spacing in the
body of graphites. FBzCO functionalization can be
said to be below a critical point that is the boundary
between mild reversible exfoliation and severe irrever-
sible exfoliation.
Even if we tried to isolate the eﬀect of d0 on
electrochemical performances by keeping other char-
acteristics constant, there would be still other variables
that have a high possibility of aﬀecting lithiation/
delithiation processes. The simultaneous dimensional
changes of d01 and d1 in addition to the d0 changewere
not negligible. However, this fact does not contrast our
conclusion because the better kinetics were obtained
with larger d0 despite the decrease of d002. The chemi-
cal composition of the graphite surface should be con-
sidered as the main diﬀerence between bare and
modiﬁed graphites. There were no signiﬁcant diﬀer-
ences of impedance between them at the initial open
circuit potential just after cells were assembled. During
the ﬁrst lithiation or charging process duringwhich cell
potential is shifted from an open circuit potential
(practically more positive than 1.2 V versus Li/Liþ) to
around 0 V versus Li/Liþ, various organic molecules
existing in the electrolyte are strongly reduced to form
a characteristic layer called the solidelectrolyte inter-
face (SEI) layer. The main reduction process practically
known to be related to ethylene carbonate (EC) reduc-
tion (1.15 M LiPF6 in 3:7 EC/DMC used as an electrolyte
for all experiments, where DMC = dimethyl carbonate)
was found with all graphites between 0.5 and 0.6 V
without any other peaks in curves of dQ/dV versus V
(where Q = capacity and V = potential). The Coulombic
eﬃciency of discharge to charge at the ﬁrst cycle was
∼93% for bare and edge-tethered graphites, indicating
that the same amount of SEI layer is formed indepen-
dent of the surface functional groups. The negative
eﬀects of the large-sized macromolecular wedge of
HPEK-NG (e.g., steric hindrance) do not need to be
considered because HPEK-removed HPEK-NG by calci-
nation (the removal of HPEK was conﬁrmed by TOF-
SIMS and XPS) showed the same electrochemical char-
acteristics with the same dimension of d002 (Figures S2
and S3 in Supporting Information).
CONCLUSIONS
In this work, we proved a feasible hypothesis that
enlarged interlayer spacing speciﬁcally at the edge (d0)
of graphites leads to facile kinetics of lithiation or
delithiation. Without alternatives to graphites or car-
bons (e.g., conversion or alloying reaction-based ma-
terials such as metal oxides4 and silicon5), we believe
that nanodimensionally optimized graphite can be
beyond conventional anodes of lithium ion batteries
in terms of kinetics, satisfying the requirements of
lithium ion batteries for electric vehicles.
METHODS
Edge-Selective Functionalization of Graphites. Natural graphites
(NG; Mitsubishi Chemical, average particle size =∼20 um) were
edge-selectively functionalized with two different moieties,
based on direct FriedelCrafts acylation reactions between
graphite and the moieties.6 The modified graphites were named
FBzCO-NG and HPEK-NG after the corresponding functional
groups (FBzCO = fluorobenzoyl and HPEK = hyperbranched
poly(ether ketone) group). 4-Fluorobenzoic acid and 5-phenoxy-
isophthalic acid were used as a precursor for the corresponding
functional groups of FBzCO-NG and HPEK-NG, respectively. NG
and the functional precursor were mixed in the presence of
phosphorus pentoxide (P2O5) and poly(phosphoric acid) (PPA)
under dried nitrogen at 100 C for 3 h and then heated to 130 C
for 72 h. The composition of the mixture (NG/precursor/P2O5/
PAA) was 1:4:20:10 g for FBzCO-NG or 2:1:16:60 g for HPEK-NG.
The resultant homogeneous mixtures were transferred into
distilled water. The solid products were collected by suction
filtration, washed with water, Soxhlet extracted with water for
3 days and with methanol for 3 days, and freeze-dried for 48 h.
Compositional and Crystallographic Analysis. Chemical functional
groups edge-selectively attached to graphites were identified
by a time-of-flight secondary ionmass spectrometry (TOF-SIMS;
ION TOF TOF SIMS 5) and a X-ray photoelectron specroscopy
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(XPS). The TOF-SIMS measurements were performed at nega-
tive secondary ion mode with a pulsed Bi1
þ cluster ion source
(25 kV, 1.02 pA) as a primary beam. K-alpha spectrometer
(Thermo Fisher) was used for the XPS measurements with a
focused monochromatized Al KR radiation (hν = 1486.6 eV).
X-ray diffraction profiles (Rigaku D/MAZX 2500 V/PC X-ray dif-
fractometerwith CuKR radiation;meanwavelength= 0.15418nm)
were analyzed by the software MDI Jade, which were corrected to
remove instrumental broadening by using the instrumental fwhm
calibration curve of an external standard (NIST 660b Si).
Electrochemical Analysis. NG, FBzCO-NG, and HPEK-NG were
tested as an anodic material of lithium ion rechargeable bat-
teries by using galvanostatic charge/discharge. Coin cells
(2016R) were assembled with lithium foil as a counter electrode
with 1.15 M LiPF6 in 3:7 v/v ethylene carbonate/dimethyl
carbonate (EC/DMC) as electrolyte. Microporous polyethylene
film (Tonen, 20 um thick) was used as a separator. A mixture
coated on copper foil was used for the anode. It consists of the
graphites as an active material, polyvinylidene fluoride (PVdF;
KF1100) as a binder, and carbon black (TIMCAL Super P) as a
conduction enhancer at a weight ratio of 87:10:3. A slurry of the
mixture in N-methyl pyrrolidinone (NMP) solvent was coated
onto 16 μm thick copper foil, dried at 110 C for 2 h, and roll-
pressed. Areal loading density of active material and thickness
of the electrodemixture were fixed at 3 mg cm2 and 40 μm for
all samples. Coin cells were assembled in an argon-filled glove-
box with less than 1 ppm of oxygen and water. Impedances
of half cells were measured at three different biased potentials:
1.5 V (fully delithiated), 0.2 V (partially lithiated), and 0 V (fully
lithiated). Sinusoidal signals at 100 kHz to 0.5 Hz were used with
10 mV sinus amplitude. Each measurement was equilibrated at
the corresponding biased potential for 5 min before ac stimuli
were applied.
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Figure S1: Deconvolution of asymmetric (002) peaks of XRD for FbzCO-NG (a), NG (b) and 
HPEK-NG (c). 
 S3
 
Figure S2: TOF-SIMS (a to c) and C1s XPS spectra (d and e) of calcined FBzCO-NG and 
HPEK-NG. 
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Figure S3: (a and b) Potential profiles of delithiation of HPEK-NG’s before (a) and after (b) 
calcination. (c) Capacity comparison between HPEK-NG’s before and after calcination. 
